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silicon dioxide. Table 1 ~ the rate of the disproportionation of 
aoyl-trichloro silanes; table 2 ~ acyl-oxy-trichloro silanes; 

table 3 - disproportionation products of the acyl-oxy-trichloro 
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These furanidones are crystalline products very unstable in air. 
They must be stored in dark glasses 4f possible in anpurified 
state. They take a cherry-red color with FeCl, and form green 
Ae copper salts with copper acetate. The absorption spectra of 
. these copper salts in methanol show in the ultraviolet range 
. the maxima characteristic of the copper salts of the/dicarbony1 
compounds. The percent content of the enol form was determined 
according to K. Meyer (Ref 2) (Table ). The data in the table 
show that the aaa a of the 2,2,5,5-tetraalkyl fura- 
_ nidine series 4s well as of the alicyclic series (refs 3,4) are 
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librium. In this case the latter considerably predominates. 

The data on the table also show that with the increase of the 
radicals in the positias 2 and 5 of the furanidine cycle the 
enolization of the formyl group increases in position 4. In the 


action of the benzoyl chloride on the 


pyridine solutions of 


the compounds te (III), (IV) the corresponding O-banzoates 


(VII),(¥) and 


IX) were obtained. In the case of the action of 


the sodium compounds of the same oxymethylene ketones the con- 
pounds (VI), (VIII) and (X) were obtained (Scheme 2), There are 
1 table and 4 references, 1 of which is Soviet. 
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methylene groups which led to 4 series ° 

derivatives: Thus; in heating 5-nitroselenophene” 

with acetic anhydride and anhydrous sodium acetate =(§-nitro- 

selenienyl-2) ~scryiic acid (42%) #as obtained. The sane acid 
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leads to the following jonitreselenenal~2-derivatives: |} -(5- 
nitreselenienyl-2)-acrylic acid (in the condensation with acetic 
annydri¢e or malenic acid-scheme 1); c-alkyl- -(5-nitroseleni- 
eny]-2)-acroleins {in the songensation with acetic, 

and butyric acid aldehyde-scheze 2); -(5-nitroselerieryl- 
nitroetny lene (in the condersation with nitromethane -sche:: 

eis chutes anerate cts ia sosnsene (atone 3 
tion with rhodanira}; 2 pheny 1-4-(5-nitroselens 

(in the condensation with hippuric acid-scheue 
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of the trimethyl selenophen 
nitherto unknown. The synthesis © 
was based on 2,3-dimethyl spalenophene which, 
dimethyl formamide, Led to the 2, 5-dimethyl 3@ lenophene-5~a1~ 
dehyde. This aldehyde yielded the 2,3-dimethyl gelenophene-5- 
carboxylic acid in the case of oxidation with silver oxide. In 
the reduction acoording to the goneral method by Kizhner (nef 3) 
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d as initial product for the syn- — | : 

ophene. Its formy lation yielded eae 
3,4-dinethyl] selenophene-2-aldehyde the oxidation of which led . oilers 
to the 5 Azedine thy1-selenophene-2-carboxy?0° acid. In the re- 


duction of 5, 4dinethyl selenophene~2-aldehy de 2,4,4-trimethyl 
{nitial product for 


hene. In the forny lation 
etrimethy1 se lenophene-5- 
‘aldehyde was obtained, which in the case of oxidation forned 
: cid, in the case of 


reduction 23,4,5tetramethyl selenophene (Scheme 2). From the 
two isomeriv trimethyl sélenophene only 2,3,4-dimethyl seleno- 
phene yielded the 5-chloro mercuri-2,3)4-trimetayl pelenophene 

by means of mercurizations the 2,3,5-triacthyl selenophene did 
~ pot-enter this reaction. There are 7 Soviet references. 
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~ “pypanidone-3-y1-4)] , which with aniline led to dianil (¥) 7 
(Scheme 2). Already earlier (Ref 3) the outhors used the _ 
furanidones (VI) for the synthesis: of nitrogenous heterocyclic — 
systems with the furanidine ring. By this method the compounds ae 
(VII) and (VIII) were obtained from Anoxy~2 92,5, 5-tetranethy1- ab 
and 4noxy~2 »2,5;5-bispentanethylene furanidone~3 (Scheme 3) Pe 
which are weak acida. The furemnidones (VI) react with ammonium 

thiocyanate in melting (150°) to form furenidine thiazoles 

(rx), (X), (XT) (Scheme i. A scheme of the formation of these 

of  gompounds is suggested. Thore are @ references, 2 of which are , 

: ; Soviet. 
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one possible tor the synthesis of 4 
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since other experiments failed. The tro oxy-ketones (LIL) and 
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carbonyl group; it vorms U- and U- derivatives accoraing to the 


conditions of acylation. ‘the fp-diketones of the 2,2)5,5 tetra- 


alkyl furanidine geries require much more rigid conditions in 
-the reactions leading to the condensated heterocyclic systems 
than the aliphatic or aromatic (}-diketones. There are 8 refer- 


ences, 2 of which are. Soviet. 
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a ae respectively were obtained. A comparison of the constants of 
these compounds and their derivatives with the constants of 

the compounds synthesizea by the authors by reaction of 2-amino- 
4-methylthiazole with the corresponding &-oxides (Ref 1) proved 
to be identical. This wis also confirmed by the identity of 
the infrared absorption spectra of the 2~(R-oxyethyl) amino- 
thiezoles obtained by different methods and the ultraviolet 
absorption spectra of their hydrochlorides (reaction schene) 
Thus d-oxides react differently with Y-amino-4-methylthiazole 
than with 2-aminopyridine and yield 2-(f-oxyalsyl) amino- 
thiazoles, thereby retaining the thiazole structure. There ere 
1 figure, 1 table, and 9 references, 4 of which are Soviet. 
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sultant substituted amides and hydrazides. of the acids ob= 
tained by the above-mentioned acylation, their yields and 
constants, are presented in the table. There are 1 table 


and 29 references, 7 of which are Soviet. 
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In addition to their previous papers (Refs 4.4), the authors 
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nyde, the pright -yello# color of which 
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of alkali lyes on its monosemioarbazone and monothiosemi- 
carbazone, water is split off and, accordingly, the 3-oxy~ 
and the 2-mercapto-3-(selenienyl-2')-triazine-1,2,4 

(Scheme 2). On condensation of 2-aceto-selenophene with the 
ethyl ester of formic acid under the influence of sodiun, 
the sodium alcoholate of oxymethy lene~(selenieny1-2) -ketone 
is obtained which is of dark-violet color in the thiophene 
series. Its absorption spectrum is. characterized in figure 2 
by curve I, the one of its intramolecular complex compound 
gith Cutt by ourve II. There are 2 figures and 4 Soviet re- 
ferences. 
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Investigation in the Series of Furane : g0v/79-29-9-30/76 
I. Synthesis of the q_(p-Gzyalkyl)-ferferg? 4mine 


picrate melts at 427-1289 its refractive index is higher. 

Its infrared absorption spectrum confirms its structure: 
inetead of the Lacking frequensice which are characteristic 
‘of “the H-H-bond thare io & proed band characterizing the 

group O-H. No erystalline nydrechloride waa obtained in 

the passage of hydrogen chloride through tha chlorofers 
solution of the preparation.in the reaction with thiony 

ride the pydrochloride of di-H- g-ethyl chloride)-furfuryl 
amine resulted i - | _furfuryl )-thiomorpholine 
under the action of sodium (2 Schenes). The given 
data which confira the structure (g-oxyethyl )~furfury? 
amine show that G- prefahl and K. Ke ( \ mistook this 
compound for another one. With a-9o i urfuryl amine 
forns y-(g-oxyalkyl )-difurtury? amines in high yields (Scheme 3), 
There are 9 referencess 4 of which ere Soviet. 
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ABSTRACT; On the basis of a number of papers quoted in references 
4-30 the authors investigated the reactions of the diethyl 
ester of azo +> acid with furan, o-methyl furan 
(silvane)» and After the experiments were 
finished, P. Ba Levisalles (Ref 8) published 
a paper describing th which the attempt 
,5-dimethyl 
furan to reac arch 
workers did not succecd in isolatin ormed 2 
in carrying out an alkali and acid nydrolysis of the reaction 
products. In the experiment described the react 
and 2-methyl furan with the above eater was found * 
like a diene synthesis in ghich compound (I) and, accord- 
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nas to be used for these reactions 46 qithout a solvent they ut 
would proceed vigorously and cause raginification. Adducts 
stalline, golid, glassy products, 

60°, in contrast to the adduct 
furfurole (Ref 9). 


phe adducts (I) and (11) add easily to bromine, yielding 


Lassy aibromides 
refs 31-32) Lead 
but only in the adduct (I). Hydrogen 4 
(1) and (tI) which yield dark, glassy products (v). In 
sllation 4 pyrolysis takes place (comp (vI))- 
qhen heated with phosphorus pentoxide (1) and (II) resinifys 
developing CO5s ethylene and forming & snail amount of di- 
ethyl eater of hydrezo dicarboxylic acid, which in turn 
der the formation of ethylene, CO5s and nitrogen. 
i f the adducts (1) and (II) and 
especially the formation of the erystalline addition product 


of pheny 


g toa erystalline triazoline derivative (IV)s 
g added to the adducts 


1 azide to aaduct (1) indicate that the reaction of 
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ABSTRACT: qwo kinds of fT characteristic of acyloxysilancs: 
(1) Reactions e under the de ition of the 
¢-0-bond; (2). = omposition 

of the Si- 


(Scheme 1). 

data of the papers 

of the present pape 

oxysilenes with organona and organos® 

theoretically» two direc reaction were possi 

to the decomposition of the C-0- OF gi-O0-bonds, 4.e. accord- 
ing to schemes (iv) end (v). Taking account of the papers 
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Qetraacyloxysilanes in Organic Synthesis, $04/79-29-9- 32/76 
XXIV. Reaction of Retraacyloxysilanes With Organomagnesiua- 
and Organocadmiun Compounds 


quoted in references 12-17; the reaction of gilico-acetic 

anhydride with alkyl magnesium halides was investigated; in 

all cases tertiary alcohols were obtained in yields of 

58-68,5%, tetraalkyl gilanes (51-72%), and fractions with 

a high boiling point (apparently giloxanes). All these data 

as well as the absence of silicic acid show that the reac- 

tion of tetraacyloxysilanes with organomagnesiun compounds 

.- takes place under the decomposition of the §i-O-bond accord- 

ing to scheme (V). The stability of this bond decreases with 

increasing acidity of the organic acid in the gilico-acetic , 
anhydride which results in a higher reactivity of tetraacyl- 
oxysilane towards the organomagnesiun compound. Ketones 

- (20-46%) and silicic acid resulted in the reaction of silico- 
acetic anhydride apparently under the decomposition of the 
¢-0-bond according to scheme (IV). There are 28 references, 
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ABSTRACTS The preliminary processing of pentosan-containing raw materi- 
als by various solvents increases the output of furfurole by 
preventing resinification during hydrolysis: In the experi- 

: ments hydrolysis vas carried out by @ 12-% solution of hydro- 
chioric acid. Table 2 shows thet the pentosans in corn cobs, 
parley husks, oats chaff, etc are most easily hydrolyzed. The 
preliminary treatment of the raw materials by alcohol, ether, |i™ 
chloroform, benzene, gasoline, CCl,, etc has & considerable | 
effect on the furfurole output 3s well as on the dynamics of 

cot. its yvormation. If tho raw material is preliminarily treated 
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10-3 solution of sulfuric acid,” the out put of furfurole in- 
creases by 43. ap in comparison with the yield without the 


golvents. 7 : 
There are 2 tables and 11 references, g of which are Scvict, 


}. American, 1 English, and 1 German. 
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if Investigations Into the Furan Series. The Synthesis of Symmetric 2,5-bis- 
(dialkylaminomethy1}-furen 


amine and diethylamine, piperidine, and morpholine were added 

to the reaction. Thus 2 5 -hia-(dimethyl-aminomethyl )=25~ 
tio-(aiethylaminomethyl), 2,5-bis-(piperidine-methyl), and 
2,5-bis~(N-morpholine-methyl)-furan were produced. The constants 
corresponded to those produced by meang of another method 

(Ref 1). Tho reciprocal. action here described of 2,5-bis- 
chloromethylfuran with sacondary amings, up to now haw been 

the only confortable way producing the corresponding synnetric 
amines of the furan series. There are 3 referem es, 1 of 
which is Soviet. 
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TITLE: 
of the Latter Into guifur-containing Haterocyoles 


PERIODICAL: Dokladcy Akademii nauk SSSR, 1959, Vol 428, Nr 1, PP 121-123 
(ussR) 
ABSTRACT: In the present paper the catalytic method of interchangeable 
transformations of heterocycles discovered by one of the 
authors (Ref 2) was applied. The furanidine was caused %0 
the monosilane flow at 375 » *hus 


pass over aluminum oxide in 

obtaining simultaneously tetramethylene silane (4%) and div 
tetramethylene silane 1.5%). The latter ig the transformation 
nidine under the action of the tetramethylene 


Subsequently, & mixture of furanidine and 
tetrame thylene gilane was passed over aluminum oxide; and 
aitetramethylene silane (4.5%) was formeds 


formation of furanidine under the action 6 
to be impossible since the latter completely de 


product of fura 
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the contact with aluminum oxide at 350°. Tetramethylene silana 
wags also obtained by a common catalytic dehydrogenation of 
butanediol-7.4 and monosilane under the sane conditions. In 


bound silicon atom is replaced by sulfur, thus forming 
thiophane (14% and 4%, reapectively). Tetrahydropyrane trans- 
forms to pentamethylene silane (9.5%) under the action of 
monosilane at the contact with aluminum oxide.at .375 e Under 
| the sano conditions pentamethylene ailane. is. transformed 
to tatrahydrothiopyrane ‘undar the action of hydrogen sulfide. 
There are 7 references, 5 of .which are. Saviet. ae 
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reduced. Ghis ia more airfioult in the case of g-nitrothinphene- 
and ganitrosalenophene (which requires by 90-30 uv more) af 
etill more giffioult for nitrobenzene derivatives (by 40 av more )e 
From the investigation of thia series of derivatives the gnfiu- 
@noe exercised by the gubatituents on the polarographic reduc~ 
tion of the nitro group aay be quantitatively estimated on the 
basia of the B 2 displacement of the substituted compound com@ 


pared to the non-aubstituted one. In the garies of nitrobenzens W 


Hanne’ equation. It may be coneluded from the data given by the 
authors thet this nolds alse for the derivatives mentioned in 
the title 4f the same values of 9 are gaguned for the substitu- 
ents in the heterocycles 46 apply for the aromatic geries, end 
af the numerical values of AE, fo and. p are compared for an equal 


pH walus in & weakly acid medium. The pehavior of the 2,5-aub- 
stituted derivatives of the S-membered heterocycles corresponds 
to the pohavior of the p-substitutes of the sromatic sariese 
fhe behavior of the former however atrongly asffers from that 
of the n-substitutes. the rhole with the rules of 
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orientation found in the study of the reactivity of the substi- 

tuted furans. Howevers further polarographic meaaurenents are 
necessary in this case. The influence exercised by the substi- 

tuents over an additional group ~CEaxCH- in the gide chain is Y% 
in general not high. The reduction of 5-nitro furfurol proceeds 

in @ characteriatic manner (Scheme). There are 1 tabte and 

16 references, 9 of which ere Soviet. 
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40 to 12 years more than 100 theoretical and practical papers have 
appeared on this subject. This ig due to their growing practical 
importance. A review of methods used for the preparation of tetra- 
acyloxysilanes and acyloxytrichlorosilanes, alkyl-. and arylacyloxy- 
silanes, alkylalkoxyacyloxy~- and alkoxyacyloxysilanes, as well as of 
ee anes the reactions of these compounds is given. Yu. N. Vol'nov, G. B- ee 
ae Yelyakov, V- Pp. Volkov, Be HN. Dolgov, Ne P. Kharitonov, Me G. Yoronkov,s | Ae 
iT. G. Khaskin, Vs Pe Davydova, Ke De Petrov, M. Ie Itkina, Ye. S. : ee |. 
Lagucheva, A. N. Nesmayanov, E. G. Perevalova, A. N. vysokosov, Ke Ae 4. 
‘Andrianov, Ve G.. Dubrovina, and T. N. Ganina are mentioned. There are he 
151 references: 74 Soviet, 28 us, 18 British, 18 German, 7 French, 2 
Italian, 4. Austrian, 1 Swedish, 1 Indian, and 1 Japanese. — A 
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Nitration of 2-acetoselenophene yields a mixture of tvyo 
products: huni tro-2-acetoselenophene (yield 50%), mp 
123-123.5° and 5-nitro-2-acetoselenophene (yield &.5%), 
and 2,4-dinitroselenophene (yield 41.5%), mp 78.5-79°. 


ON —— 7% 
a2 q t oo i 
-_> 4 . : fi _ . 
fe COCHy ON) -COCH, 
y 4 LING, PELSO, “Sev as 
i Leo, 
N awh NEUE SR f 
Nan yt! 
Se | diggs 
; | G aay 
eal coat oak ~ ee 
H | UNO, aN i ‘ 
ame fo ofon 
q 8 NOa HysO, it -Nu, 
ode Spe é ae 


09/19/2001 


CIA-RDP86-00513R001963220015-2" 


"APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R001963220015-2 


See ERE RSE anmneeira nomics ERC i ARS BOS Ee ones a Re BR RE pee pains 
ue aed = : : : at ‘ 3 . 9 # be Pra Ae . o ie = ue - 


XXV.  YeNLtro- 7827 


Rees ? : jele shane. -f 4 pa tes hea 
es a eet i troselenophene- SOV/79-39-3-25/69 


o~Acetoselenophene and 4~NL 
2-Carboxylic Acid 
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‘nitrte acid yleldu a lature be he ii nea 
carboxylic acid and 4 -ni troselenophene-e-glyoxy te ae 
which on further oxidation with hydrogen peroxide, yle 


BG v as } 
henitroselenophene-2-carboxylic acid. (yield aoF) ae ‘170 
ie Raterification of this acid yields the me ay? ati 
: ester of henitroselenophene-2-carboxylic acid citete (8%) 
i mp 103.5-104°", and decarboxylation, 3-nitroselenophene | 
a (yield 50%), mp 77 .5-78°. 
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The ultraviolet absorption maxima, of 4-nitro- and 5- 


nitro~2~acetoselenophens are 260 mjLand 315 mu, re- > ee 
spectively.: There are 2 Pivures; and 11 references, | we PES 
soviet; 2. UsS., 


2 Dutch, 1 U.K., 1 German, 1 Japanese. 
The U.S. references are: Blatt, A., Bach, S., Kresch, 
L., J. Org. Chem., 22, 1693 (1957); Fove, W. O.; 
Heffern, J. J,, Feldman, E. I., J. Am. Chem- Soc., 76 
1378 (1954). 
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AUTHORS: | Yurfyev, Yu. K., Mezentsova, Ho Ne, Vas'kovakiy, V. Ye. a 
TITLE: ‘Selenophene| Chenistry. XXVI. 2-Cyclopropyl Selenophene and | 


2-Propenyl Selenophene . 
PERIODICAL: Zhurnal obshchey khimii, 1260, Vol. 30, No. 5, pp. 1628-1631. 


~ TEX: In the present paper the syntheses of 2-cyclopropyl selenophene (I) Seg! tee 
and 2-propenyl selenophene (II) are described. The authors synthesized 
(I) on the basis of B-(selenienyl-2-)-acrolein (IIL). Contrary to a : 
method used previously (Ref. 1), this compound wag obtained by condenaa- i 
tion of selenophene-2-aldehyde with acetaldehyde in the presence of liye. i 
By treating the unsaturated ketone (III) with hydrazine hydrate, f 
5-(selenienyl~2')-pyrazoline (IV) was obtained. This product was not A Hf 
isolated but decomposed at once according to the well-known method by mas caer 
N. M. Kishner (with platinized carbon and potassium hydroxide). By this 
degiradation, compound (I) results with impurities of a selenienyl-2- | 
alkene. Compound (I) was also synthesized from the hydrochloride of ; 
2-(f-dimethy1-amino-propio)-selenophene (Ref. 2) by the action of hydrazine 
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hydrate and Kishner-degradetion of the resultant (selenienyl-2)-pyrezoline.  _. eh. 
_-Thia-method-is simpler. and more convenient than the one described above. = . 
@he purification of preduct- (I) from the seleniényl-2-alkena impurity wae - 
carried out by treatment with potassium pormangenate golution and sub- 
sequent working up with 2,4-dinitro-benzene-sulfenyl chloride. Contrary 
to the unstable monosubstituted pyrazoline (Iv) the disubstituted 
pyrazoline derivative 3 methyl-5-(seleniany]~2' )-pyracoline (¥) obtained 
by condensation of gelenal-2-acetone with hydrazine hydrate is @ stable Vv 
compound which is aistillable in vacuo without decomposition. In the sae —- 
WAY 5 1~pheny1-5-(selenienyl-2!)-pyrezoline was prepared by condensation 
of selenal-2-acetone with phenyl hydrazine. This product melts without 
decomposition. On degradation of compound (¥) aceording to Kishner, 
2-(2!«nethy1-cyclopropyl)-selenophene (VI) results. This product is con- 
taminated by small quantities of selenienyi-2-butene which may be 
| - geparated in the above-mentioned way. The ultraviolet absorption specti's 
1 =. of methanolic solutions cf compounds (1) and (¥I) show no differences in 
the electron transitions. The spectra were taken on an SF~4 speotro- 
photometer. Compound (II) was obtained from ethy1-(selenienyl-2)-carbinol 
by dehydration with potassiun bisulfate. The initial product was produced 
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by an organonegnesiun synthesis fron sélenophene-2-aldehyde and _ethy) 


| 
¥ 1c 
& ~ bromide. In an experimental part, all operations performed are described / | a 
in detail. For each of the resultant products, yield, boiling (or melting) v ae 
point, refractive index, density, molar refractivity, and data of the = 


ultimate analysis are given. The schemes of the reactions performed are 
presented aa well. R. Ya. Levina and co-workers (Ref. 5) are mentioned 
--dn this paper. There are 6 Soviet references. 
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Volkov, Vs Po; Kostetskiy, Pe Voy 


AUTHORS : Novitekiy, K: Yur 
ise and Yur'yev, Yue K» 
seneensinreereminetetarespatniarraetenens et ze 

PTTLE : Investigation in the euran Wer tea. VII. 2,5-Bis(chloro- 

methyl)-furan in the Synthesis of 2, §-Bia(alkoxy-metny?) - 

_and yh pip (alkyl-mercepto-methy?)-fu7an 

a PERIODICAL: Zhurnal obshohey khimii, 1960, Vol. 30, No- 1, PP- 2203-2207 
TEXT: Following Ref. 1 the authors synthesized 2, 5-bis(alkoxy-methyl)- 
-methyl)-furan by ¢reating 2 5-bis(chloro-me thy! > 
alkoxy groups for eo 


The substitution of 


the yield of the corresponding 


\ (II) was between 60 and 70%- 
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- 2,5~Bis(chloro-methyl)-~furan in the Synthesis BO01/B06 
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of 2,5-Bia(alkoxy-methyl)~ and 2,5-Bis(alkyl- ; hee 
mercapto-methyl)~furan ec ; rica bee 


(R = CHa, Coles BR ~ C4Hy, n ~ CoHy,) When using the corresponding al-~ 


coholates instead of alcohols, the ether yield increases to 74-82%, ae 
Sea repemdmereney bras was also obtained by methylation of adi 
2, 5~bis (hydroxy-methyl)-furan. The latter was synthesized from the acet- Ale 
oxy derivative. The reaction of thiourea with 2,5-bis(chloro-methyl furan, say: 
followed by cleavage of the resultant bis-isothiuronium salt gave 2,5- ; oar | ce 
biapuerosp $o-methy1)-furan (III). The high mobility of chlorine in 2,5~ ope 
bia(chloro-methyl furan is seen in its reaction with sodium mercaptidea, a F 
The corresponding furan derivatives (IV) were obtained in yields of aa ae ae 
between 72 and 89%; the yield of 2,5-bis(phenyl-mercapto-methyl )-furan ca 
was 60%, The two first-mentioned representatives of the resultant bis- ae 
sulfides (R = C,H, is0-C Hy) form crystalline complexes, with HgCl., 


while the latter form oils. There are 1 table and 5 refqrences: 2 Soviet, 
1 Dutch, 1 British, and 1 German, 
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AUTHORS : “_Yur'tyev, Yur Koy Zaytseva, Ye. Loy and Rozantsey, Gs fo 


a errr 
TITLE: Chemistry of Selenophene- XXVII. Composition of the 
Hitration Product of Selenophene 


PERIODICAL: | Zhurnal obshchey khimii, 1960, Vol. 30, No- 1, pp. 2207-2209 ie 


TEXT: It may be seen from the papers of Refs. 1-5 on the nitration of 

_ selencphene that the largest component. of the reaction product obtained 

. by nitration of selenophene is 2-nitro-selenophene in its a-form, and that / 

the a-form, being a lower-melting form which is more aagily soluble, Vv 
"decrystallizes" only after further treatment, 1.@-; by separating the — 
crystals from the oil fraction and by repeated crystallization. This as- 
sumption is supported by the fact that the «-form is lost to a larger 
extent than the B-form; i-¢-, 3-nitro-selenophene. The loss in the a~form 
and the concentration of the 6-form in crystals last until both begin to 
crystallize in the ratio mentioned aboveo fo confirm the correctness of ths 
conclusion, the ultraviolet absorption spectra of pure 2-nitro~ and 3-ni- 
tro-selenophene were studied (Ref. 1) and compared with the spectrum of 
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the nitration product of selenophene, which was taken by the mathod of 
Ss. Umezawa (Rel. 2) in pure condition. A comparison of the curves of the 
ultraviolet spectra of the nitro-selenophené samples and of the nitration 
product of selenophene (Diagram confirmed the authors! assumption and 
indicated that the jatter compound is 4 mixture of mononitro~selenophenss 
in which the a-isomer is actually predominant: The content of 2-nitro- 
selenophene in the mixture is a5%, whereas 3-nitro- selenophene has only 
a 15% yield The adsorption curve of this mixture of nitration products 
tou of selenophene corresponds to the adsorption curve of an artificial mix~ 


ae ture of isomeric nitro-gelenophenes of the same composition: 
s NO 
HNO, » CH,COOH : 
ee ae ed —H0, and 
(cH,C0) ,0 f - as 
Se c) Se i 
(85%) _ (15%) 


By improving the method of separating the nitration products of seleno-~ 
phene from the reaction mixture if was possible to inorease the nitro~ 
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selenophene yield from 15 to 25%. A higher yield is, apparently, prevented 
by the considerable resinification of the product in the course of reaction. 
There are 1 figure, 1 table, and 9 references; 1 Soviet, 1 French, 2 German, 
and 1 Japanese. 
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AUTHORS: _ Xortyavs tastes paytseva, Ye, }., and Nikiforove Aa Me. 
PITLE: Chemistry of gelenophene | XXVIII. Reactions of 4-Nitro- and 


5=Ni tro-2-ace toselenophen? 


PERIODICAL: ghurnal obshchey khimii, 1960, Vole 30, No» 7, PP- 2209-2214 


“ExT; ‘The authors of the present paper synthesized derivatives of 5-nitro- 


and jenitro-2-acetoselenophend® ahich they had obtained in Refs. 4, 2. The 
former was condensed with various hydrazine derivatives by 4 method describ 
ed in Ref. 3, The following compounds resulted: 4-phenyl gemicarbazone 

(96%) 5 isonicotinoyl hydrazones (60%) » furoyl hydrazone (33.5%), and 
eyano~acetyl hydrazone (83.5%) of 5-ni tro-2~acetose lenophend- Bromination of 
of 5-nitro- and joni tro-2-ace tose lenophen® was made with promine in glacial 
acetic acid and with dioxane dibromide. When treating 5-nitro-2-ace to- Poe 
selenophene with bromine in glacial acetic acid at 60 C, the authors ob- 
tained p nitro-2-bromo-ace toaelenopher’ (73.5%), bub also resinoua by- 
products and , apparently; gome dibromide. Bromination of thia nitro a tone 
with dioxane dibromide at room temperature gave 4 fairly pure 5-nitro- 

9 -promo-acetoselenovnene (80%) . j_ni tro-2-ace toselenophene did not react 
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of 4-Nitro- and 5-Nitro-2-acetosel enophene BOO1/B 


in thie way. Its bromination was only possible with tromine in glacial 

acetic acid (85.5%). Both nitro-2~bromo-acetoselenophenes were allowed to 
react with urotropin to convert them to the corresponding a-amino ketones 

of the selencphene series. In the first stage of this synthesis, the com- 
plex of 4-nitro-2-bromo-acetoselenophene with urotropin is formed easily 
(73%) when mixing the components in an equdmolecular ratio in chloroform, 
and when the mixture is allowed to atand for two days at room temperature, 
This was not possible in the case of 5-nitro-2-acetoselenophene gince the 
complex yield wag only 38%. When the reaction waa carried out in dry ae | 
ro benzene at 50° by the method of Ref. 7, the urotropin complex of ~ 
d-nitro-2-bromo-acetoselenophene was obtained in an 83% yield. Hydrolysia 

of the complex of 4~nitro-2-bromo-acetoselenophene with urotropin took 

place easily with a mixture of alcohol and concentrated hydrochloric acid 

in the cold within 48 hours (Ref. 7)+ Hydrolysis of the complex of 5-nitro~ 
2-bromo-acetoselenophene with urotropin was only possible with a much 
smaller quantity of hydrochloric acid in alcohol and by distilling off the Tl. 
resultant diethyl formal. The hydrolysis of these two complexes, with sub- Ad 4 
sequent acetylation, thus gives 4-nitro- and 5-nitro-2-acetyl-amino-aceto- bed 
selenophenes. The authors mention a paper by N. 0. Saldakol, There are 

8 references; 
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4 Soviet, 1 US, 1 German, and 2 Italian, 
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i. Moskvoskiy gosudarstvennyy universitet. 


of the selenophene series. Zhur.ob.khim. 30 n0.8:2732-2737 | 
| 
(SeLenophene) (Chloromethylation) | 
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ob. khim, 30 no.9: 2620-2625 8 '60. (IRA 13:9) 
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AUTHORS: --- Yurtyev, Yu. Ke,- Zefirov, N. S., and Minacheva, My Kh. 
TITLE: | a Investigation of the Furan Series. VIII. pat cane tnyitucan| 


in Biste Ene: 


. RERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, No. 10, 
, pp. 3214-3217 ae : 


-“PEXT: Following the papers‘of Refs. 1-9 on the behavior of furan and its. 
. derivatives in diene synthesis, the authors studied.the. behavior of. tetra- 
‘methylfuran in diene synthesis. On the basis. of Refs. 10-11, they assuned 
that diene synthesis in the furan series proceeds according to tine ionic x 
mechanism. They observed a vigorous reaction of tetramethylfuran with 
fumaric nitrile. The principal purpose of the present work was to de- 
termine. the qualitative difference between the reactivities of tetra-. 
methylfuran and furan, and to select those dienophiles which react only 
with the former. Thus, it was found that tetramethylfuran reacts with 
methyl maleic anhydride under the formation of a crystalline adduct, where- 
as furan, .2-methylfuran, and 2,5-dimethylfuran do not react with this di- od 
ee ‘and bromo maleic anhydrides, together with tetrametnyl- - [iim 
‘Card .1 ; oa : weeps mee . oT 


APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R001963220015-2" 


"APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R001963220015-2 


aS eee SIRE E ST yeild PT 


8,872 


a. Inveatigation of the Puran Series. VIII. Tetramethyl- 9/079 /eghiqigtxe/ox0 
furan in Diene Synthesis 3 8001/B075- 


furan, lead to the corresponding addition products, contrary to the non- 
reactive phenyl maleic anhydride. Phenyl-f-benzoyl-vinyl sulfone and phenyl- 
Bpeacetyl-vinyl sulfone also react with tetramethylfuran only. However, 
contrary to the former, the Jatter reacts with the. furan itself. Thus, it 
_ . is shown that.there ig a-great difference between the reactivity of tetra-~ ae 
_methylfurean and that of furan. Attempts to react the former with dimethyi ees 
maleic anhydride, benzal malonic acid ester, acrolein, methyl isopropenyl an 
ketone, acrylonitrile, and cinnamic acid aldehyde failed. Apparently, 
tetramethylfuran and furan are not so reactive as to react with dieno- 
= philes whose double bond is activated only from one side (Refs. 14-16). 
: H. Wienhnhaus and H. Désslep (Ref. 17) used menthofuran for the reaction 
withyacrolein and erotonic acid aldehyde, taking this reaction for a 
diene Synthesis. The failure of the authors! attempt to react tetramethyl- 
furan with acroleinfindicates that the data mentioned by the authors 
(Refs. 15, 16) are possibly incorrect. Further investigations are there- 
fore necessary. There are 17 references: 5 Soviet, 9 US, and 3 German. 
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8/079/60/030/010/0039/030 
{L120 7 B001/B075 a 
- AUTHORS: — Novitskiy, K. Yu., Yurtyev, Yu. Ke, and Zhingareva, V. N, 7 
‘TITLE: Investigation of the Furan/Series. IX. Synthesis of 2,5- 


Bis-(amino-methyl) Furans 


’ PERIODICAL: Zhurnal obahchey khimii, 1960, Vol. 30, No. 10, 
- - Pps 3216-3220 : 


TEXT: F. Gill and. H. Ing (Ref. 1) have recently described the synthesis 
of the symmetric diaminesYof the furan series. They aminomethylated di- 
methylfurfuryl-amine with' hydrochloric dimethyl amine and, thus, obtained as Vee 
2,5-bis-(dimethyl-amino-methyl) furan (70%). Proceeding from the methyl pater 
ester of pyromucic acid, A. L. Mndzhoyan and his collaborators (Ref, 2) teens 
synthesized 2,5-bis-(dipropyl-amino-amethyl) furan. The present paper cone Go 
shows that the reaction of 2,5-bis-(chloro-methyl) furan with secondary \f oe pe 


ele 


aliphatic, aliphatic-aromatic, and heterocyclic amines leads to the cor- 

responding N-substituted 2,5-bis-(amino-methyl) furans in sufficiently Sheps 

good. yields. Thus, the following compounds resulted from the action of Pas es 

dimethyl and diethyl amines, N-ethyl aniline, pyrrolidine, piperidine, and ee 

ee a upon 2,5-bis-(chloro-methyl) furan (1); 2,5-bis-(dimethyl- ioe 
: Card 1 3 i : 
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Investigation of the Furan Series. IX. Synthesis 8/079/60/030/016/009/030 
of 2,5-Bie-(amino-methyl) Furans B001/B075 

amino-methyl) furan (75.5%) (Ref. 3); 2,5-bis-(diethyl-amino-methyl) furan 
(61%) (Ref. 3); 2,5-bis-(N-ethyl-N-phenyl-amino-methyl) furan (40%); 
2,5-big-(N-pyrrolidino-methyl) furan (62%); 2,5-bis-(N-piperidino-methyl) 
furan (76.5%) (Ref. 3); and 2,5-bis-(N-morpholino-methyl) furan (623) 
(Rof. 3) aacording to the following formula: 


ClCH, | | CH, CL + 2HNRIRY ——>» RIRNNCH, — CH, NR'R" 
: ame) 


0 


_—d, 
(NR'R" = N(CH,),, N(C,H.),, NO - yo ; 


K > 
y) 
; N SO). 
In order to synthesize a doubly primary diamine of the furan series, 
2,5-bis-(chloro-methyl) furan was reacted with phthalimide potassium. The 
resulting diphthalide was reacted with hydrazine hydrate (Ref. 4) to give 
2,5-bis~(amino-methyl) furan in a 40% yield. There are 4 references: 2 
Soviet and 2 British. , 
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in the synthesia of a number of substituted amides of 5-nitro- 
aelenophene-2-carboxylic acid (Ik), as well aa of q-derivativea of 
-Senitro-2-acatoselenophanes. On reaction of thie aid chloride with di- i; 
_methyl amine, pyrrelidine, piperidine, morpholine, the dimethy] anide of a 
5-nitro-sel enophene-2-carboxylic ecid; 1~-(5'-nitro-selenenoyl-2')- i 
+ 
i 


ie ERS EE REY LASS SES Pete e272 Up REV ets kaa Ges Wee oe eke SERS TS Rasta] Ey 

: ae — afar 
Se . a Pace aoe Boe 
= | | | | 86505 cory 
Dene ero are . i ; 11/011 
| 5.4700 1200, 1283, 273 s/019/60/030/011/011/026 
i AUTHORS : Yuriyev, Yu. K., Zaytseva, Ye. L., and Rozantsev, G. 6. ane 
= -_————-———1 ee 
| TITLE: Chemistry of Selenophene. XXXI. Reactions of the Acid 

Chloride of 5-Nitro-selenophene-2-carboxylic Acid and of 

5-Nitro-2-diazoacetogel enophene 
: PERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, No. 11, pp. 3672-3675 : 
TEXT: In the present paper, the above acid chloride (I), from which 
! 5-nitro-2-acetoselenophene had been obtained previously (Ref.1}), was used 
| 


pyrrolidine; 1-(5!'-nitro-selenenoyl-2')-piperidine; N-(5-nitro- 
selenenoyl-2)-morpholine were synthesized accordingly. Compound (I) waa 
also allowed to react with diazomethane which gave 5-nitro-2-diazoaceto- 
selenophene (III) in a yield of 70.5%. The ether solution of diazomethane 


Card 1/3 | 


Sales 7 s! i 
eae st 
B. = 2 EY, Ge sri 
rane ones z x +f 
bicry sy + H 


APPROVED FOR RELEASE: 0 


LEAS é NEE ata Sk EES PRS Soh PES Ree Mis oa SERRA ree re ey enact ied Ol FS eek Se ee 


"APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R001963220015-2 


Se orien 


Chemistry of Selenophene. XXXI. Reactions of $/079/60/030/011/011/026 
the Acid Chloride of 5-Nitro-selenophene-2- B001/BO66 
carboxylic Acid and of 5-Nitro-2-diazoacetoselenophene 


obtained from nitroso-methyl urea (Ref.2) had to be first distilled since 
also traces of alkali lye cause a resinification and decrease the yield. 
According to the US patent (Ref .3), 5-nitro-2-diazoacetofuran was obtained 
in a yield of 83.5% by this method in the nitrofuran series by reaction 
of the acid chloride of the corresponding acid with diazomethane; in the 
thiophene series, this reaction has so far not been investigated. On 
hydrolysis of 5 -nitro-2-diazoacetoselenopheng with dilute sulfuric acid, 
the authors obtained 5 enitro-2-hydroxy-acetoselenophens (IV) in good 
yield (96%). By treating diazo ketone with HCl or HBr, 5-nitro-2-chloro- 
acetoselenophenes (V) is formed (92.5%), or, accordingly, the bromine 
product (VI) (84%); on treatment with acetic acid, the compound (VII) was 


obtained (88.5%): + EX ’ 
Compound (III) ————> 9)N BO cae 
“Ty ) 
: Se 
(nv) X = OB, (V) X= Cl, (VI) X= Br, (VII) X = OCOCH,. 
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Chemistry of Selenophene. XXXI. Reactions of s/079 60/030/011/011/026 
the Acid Chloride of 5-Nitro-selenophene.2- B001/B066 
Carboxylic Acid and of -Nitro-2-diazoacetoselenophene 


In the same way, 5~-nitro-2-chloro-acetofuran (96%) ana 5-nitro-2-bromo- 
acetofuran (85.5%) (Ref.4) were synthesized. There are 5 references: 
4 Soviet and 1 US. 
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TITLE: “Gatalytic synthesis and transformations of tetramethylene he 
silane a es 
SOURCE: Khimiya i prakticheskoye primeneniye crenneorganicheskikn {2 
soyedineniy; trudy konferentsii, no. 6, Doklady, aiskussil a 
resneniye- Tl. Vses. Konfer+ po khimii i prakt. prim. toe 
‘‘remneorg. goyade, Len., 1958. Leningrad. Izd-vo AN SSSR, [ 
(1961, 94-95 | ee 
TEXT: The catalytic transformation of heterocyclics was attempted ” 
by subjecting tetrahydrothran to the action of silane in the pre- eae 
|. 


gence of Al,0, at 37509G, Tetramethylene silane (4% yield) and di- 
sere anethylene silane (2% yield) were obtained. Analogously, tetra- 
nydropyran was converted by silane at 3750G in the presence 0 
A105 into pentamethy lene Silane with 4 yield of 9.5%. Pentamethy- 


lene silane is converted at 375°C by HS in the presence of A140 
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into pentathiophane with a yield of 24%. The attempt to convert 
tetrahydrofuran into diethyl tetramethylene silane by the action of 
‘diethyl silane was unsuccessful, owing to the decomposition of di- 
ethyl silane on contact with Al,03. Thus, the conversion of oxygen- 


containing five- and six-membered heterocyclics into silicon-con~ 
taining heterocyclics was achieved. There is 1 non~Soviet-bloc re- 


ference. The reference to the English-language publication reads as 
follows: J. Am. Chem. Soc., 80, 5418, (1958). 


ASSOCIATION: Moskovskiy gosudarstvennyy universitet im. M. V. Lo- 
monosova (Moscow State University im. M. V. Lomonosov) 


/ 


Card 2/2 


—— 


le Q 
CIA-RDP86-00513R001963220015-2" 


Piva T ck SAVE EEH ERE Ser) 


"APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R001963220015-2 


Raid | Se 
i. iy 


SENDEPE EAT RCE TU a aa a) 


S/661/61/000/006/028/081 


: D205/D302 . : 
| AUTHORS: Belyakova, Ze Vey Yur'yev, Yu. K. and Volvenou: G. 3 Ba 
: TITLE: paavaneycloiyeitanln 1k oceania yAtngese “ 

SOURCE: Khimiya i prakticheskoye primeneniye kremneorganiches~ | 


kikh soyedeniy; trudy konferentsii. no. 6: Doklady, 
diskussii, resheniye. II Vses. konfer. po khimii i 
prakt. prim. kremneorg. soyed., Len., 1958. Leningrad, 
Izd~vo AN SSSR, 1961, 127-134 


TEXT: A direct proof of the structure of the silicoanhydrides of Poy 
the dibasic acids was obtained. It was previously stated that outa 
these compounds have carboxylic groups in each of the acid ren- 

. nants bonded to the silicon atom. ‘ihe reaction of the silico-succi- 

\ nic anhydride with diethylamine 
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x 


Si (OCOCHjCH{COOH) + 4NH(CoHS)o a 


“SION? 4HOOCCH) CH, CON(CoHE ) 5 


‘is a direct proof of this structure. In the reaction of excess 

Sic, with organic monobasic acids (of the fatty, aromatic and he- 
j j xv-trichlorosilanes are obtained in quanti- 

terocyclic series) acyloxy trich i L pre 

tative yields; Sicl, + RCOOH —> RCOOSiC1l, + HCL where 4 = CH, 

n-CoHy 5s CgHs» Qm BCH, CeH, » o-,p-C1C¢H,, 2-,8-,R-0,CcH,, xX -C, oly, 


A-C,H,S. The excess Sidi, is distilled off in vacuun. Acids inso- ° Uo @ 


luble in SiCl, give, under these conditions, only tetraacyloxysi- 
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Petraacyloxysilanes in «se. 


. £ j cyloxy-tri- 

i indispensable for preparing acy ae : 
pane solven’ be 6 triohlorosilanes are mobile, eae ates 
chlorosilanes +. 1 as. mhey. disproportionate easily en en 
nydrolysable 1190 COR), + 3SiC1,. The stronger the org , 
Lene sae : | a disproportionation. In the fatty 
the higher is ths ee qocneuaes with. the length and degree 0% 


i j y decre 2 
acid series; 7% Sale: clei The known process of the »repara 
e orga a RE 


i Pu 
Bs Seer ar 
ee ord , 


ne eee j i which supposedly ta- . 
eect chloroanhydrides from acids and SiCl, w een ; 
in two stages, is shown to take place a are 

eer tele 3 eiternative chemical routes. Two of the 

pos rn | 
routes were tested: - - : 
Rc —— 6RCOCL + 38i tt 
2rcoosicl, + $i(OCOR) 4 > 6RC 9 | 
| RCQOSiC1. + 3(RCO) 0 —) 3ROOCL + Si(OCOR), (7) / | 

| if 

| | 
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Thus, benzoyloxy trichlorosilane reacted with silicobenzoic and 

benzoic anhydrides yielding 64.5 and 74% of benzoyl chloride res- 

pectively. Acyloxy-trichnlorosilanes are good acylation agents. The 

acyloxy group is more readily substituted for the alkoxy~group by 
. the action of ethyl alcohol at -309C than the chlorine atoms. The 
- acyloxy trichlorosilanes may serve for the formation of new mixed 
~ anhydrides: RCOOSiC1, + 3CHzCOOH —_ RCOOSi(OCOCH, ), 


| 
R= - X,H,O or X- C,H,S _ oe 
| 
{ 
| 
| 
| 
{ 
| 


By the action of Grignard reagents the acyloxy-—trichlorosilanes 
form tetraalkyl silanes and tertiary alcohols. S. A. Golubitsov 
(Moscow), V. P. Davydova (IknS AN SSSR, Leningrad), N. 3. Leznov 
(Moscow), A. L. Kiebanskiy (VNIISK, Leningrad), Yu. Ya. Fialkov ies 
_ (KPI, Kiyev), P. V. Davydov (Moscow), R. Kh.. Freydlina (INEOS AN .- J “a 
SSSR, Moscow) and M. G. Voronkov (IKhS AN SSSR, Leningrad) took — ie 
part in the discussion. There are 2 tables. 
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